The conformational exploration of the Ac-(Ala) 4 -O-Bzl system has been carried out with AMBER99 1 and Charmm22 2 force fields using the HyperChem 7.52 Package.
The conformational exploration of the Ac-(Ala) 4 -O-Bzl system has been carried out with AMBER99 1 and Charmm22 2 force fields using the HyperChem 7.52 Package. 3 After a trial on the number of H-bonds (3 or 4), 55 conformations over 2000 optimized geometries at the force field level were selected for an optimization at the DFT-D level (B97-D/TZVPP) using the TurboMole 5.10 package. 4 . In order to check the robustness of the conformations capable to account for experimental data (3 strong H-bonds), the same force field structures were also optimized at the MP2/SVP level, which is also expected to account for dispersion, although less accurately owing to the modest basis set imposed by our computer facility. It turned out that additional minima were obtained at this level. In order to get an extended and consistent view of the potential energy landscape, these additional minima were re-optimized at the DFT-D level of theory. For selected forms with stable 3 H-bonds conformations, possible positions of the floppy tail were investigated at a force field level, after freezing the backbone geometry. The resulting DFT-D optimizations has eventually given rise to 25 configurations of comparable energetics (within less than 3.3 kcal mol -1 ). Fig. S1 : DFT-D optimized structures (B97-D/TZVPP level of theory) of the most stable conformations of Ac-(Ala)4-O-Bzl molecule found in the exploration described in Appendix S1. H-bond distances are given in pm. The ZPE-corrected relative energies (brackets) are given in kcal mol -1 . The notation indicates the H-bonding status of each of the 4 NH's along the chain; x stands for a free NH; elongated bonds (mixed structures) are indicated between brackets [ ]. For the C10 H bonds, the type of β-turn (I, II, I' or II') is also indicated. Labels refer to the 6 families described in the paper: β and γ refer to the presence of a β-and γ-turn respectively, m to a mixed behavior; capital letters indicate different backbones and lower case letters indicate different arrangements of the Ala-O-Bzl tail.
